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1
METHOD FOR REMOVING IMPURITIES
FROM SILICON

RELATED APPLICATIONS

This is a §371 of International Application No. PCT/
EP2010/068974, with an international filing date of Dec. 6,
2010 (WO 2011/067410 A1, published Jun. 9, 2011), which
is based on German Patent Application No. 10 2009 056
731.3, filed Dec. 4, 2009, the subject matter of which is
incorporated by reference.

TECHNICAL FIELD

This disclosure relates to a method for removing impu-
rities from silicon, more particularly for removing metallic
and/or nonmetallic impurities, and to a material which is
used for this purpose and which comprises a halogenated
polysilane and/or a halide-containing silicon.

BACKGROUND

The term “silicon” encompasses all Si grade stages,
especially metallurgical silicon which has been obtained
directly from the carbothermal reduction of SiO,, UMG
silicon (UMG=upgraded metallurgical grade), solar-grade
silicon, and electronic-grade silicon, and also the associated
raw silicon and the corresponding precursors of the Si grade
stages and of the corresponding raw silicon.

Metallurgical silicon encompasses all Si grade stages
which do not meet the purity criteria for semiconductor
applications. Metallurgical silicon or UMG silicon are not
suitable for production of solar cells or applications in the
electronics industry since they still contain relatively high
concentrations of impurities which for these purposes are
unwanted and must be removed.

For the removal of impurities from silicon melts it is
possible to employ gaseous halogen sources. More particu-
larly, halogen gas, halogen-containing gas mixtures or gas-
eous, halogen-containing compounds are introduced into the
Si melt. For example, DE 3635064 C2 discloses a method
for purifying silicon by treating a silicon melt with a gas
mixture comprising hydrogen chloride and/or halosilanes,
and by subsequent vacuum treatment at less than 0.1 mbar.

Implementing a technology of that kind, however, is very
complex, since the halogen or the gaseous, halogen-contain-
ing compounds must be introduced directly into the melt
which is generally accomplished by tubes or special nozzles.
Consequently, the possibility for homogeneous distribution
of the halogen over the entire melt is limited. Moreover, the
devices for introducing the halogen into the melt may impair
the melt itself. This means that, for example, there may be
impurities which originate from the gas introduction
devices.

WO 2009/143825 A2 describes a method for purifying
metallurgical silicon by admixing metallurgical silicon with
solid, halide-containing silicon, preparing a melt from the
substances, and sublimating out the impurities from the melt
and removing them in the form of metal halides.

Implementing a technology of that kind, however, is
dependent on preparation of the halide-containing silicon
needed for the purpose, that preparation generally taking
place from halogenated polysilanes. In that case, those
halogenated polysilanes must first be converted into a mate-
rial whose halogen content is reduced significantly in com-
parison to the starting material (and also into volatile halosi-
lanes having an increased halogen content in comparison to
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the starting material). The material obtained in that conver-
sion is the halide-containing silicon.

It could thus be helpful to provide an improved method
for purifying silicon that is simplified.

SUMMARY

We provide a method for removing impurities from sili-
con, including A) providing metallic silicon having impu-
rities, B) mixing the metallic silicon with at least one
halogenated polysilane of Formula SiX,,, where X is halo-
gen, which may be partly replaced by hydrogen, and where
1<n<2.5, and C) heating the metallic silicon so that there is
at least partly a reaction of the impurities with the at least
one halogenated polysilane or with a decomposition product
of the at least one halogenated polysilane, wherein C) may
take place before, during and/or after B).

We also provide a material including a silicon-halogen
compound selected from the group consisting of haloge-
nated polysilanes, halogenated polysilane mixtures, halide-
containing silicon, and mixtures thereof, and also a protec-
tive material against moisture.

DETAILED DESCRIPTION

A halogenated polysilane of composition SiX,, or a mix-
ture of halogenated polysilanes having the average compo-
sition SiX,,, where 1<n<2.5 and where X=halogen (which
may be partly replaced by hydrogen), is added directly to
impurities-containing silicon without generating before-
hand, in a separate process step, halide-containing silica.
Then, from the starting materials, a melt is prepared, where-
upon the impurities are removed from the mixture, in
particular in the form of element halides.

Therefore, in a first step A), metallic silicon to be purified
is provided as was described in more detail above. This
silicon is heated in a step C) so that, in the normal case, a
melt of the silicon to be purified is formed. Even before
heating, the silicon to be purified may be admixed with at
least one halogenated polysilane of the formula SiX,,. This
mixing in accordance with step B), however, may also take
place during heating, or else the halogenated polysilane can
be added to the already melted silicon to be purified. The
addition or admixing may of course also take place during
two or all three of the stated states. In step C), then, there is
a reaction of the impurities with the at least one halogenated
polysilane or with a decomposition product of the at least
one halogenated polysilane.

A reaction between an impurity and the halogenated
polysilane and/or the decomposition product thereof means
more particularly that the impurities, which are present, for
example, in elemental form, form a halide with the halogen
of the polysilane and/or of the decomposition product, the
halide typically being volatile and therefore able to escape.
Especially, when fluorine-containing halogenated polysi-
lanes are used, formation of a slag is often observed, and the
halogen-containing impurities are in this case present in the
slag. The slag can then be removed from the surface of the
melted silicon. With regard to other halogen compounds, in
contrast, outgassing of the element halides formed will
generally be observed. With certain impurities, there may
both be outgassing and dissolution in the slag. Particular
decomposition products of the halogenated polysilane
include silicon tetrahalide and hexahalodisilane, which are
formed—as mentioned above—in the course of the thermal
decomposition of polysilanes.
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Where reference is made to a halogenated polysilane or
“at least one halogenated polysilane,” this means that it is
possible to not only use pure compounds for purifying
impurities-containing silicon, but also mixtures of different
halogenated polysilanes. These mixtures may comprise dif-
ferent halogens. Frequently, however, only one single halo-
gen will be present in the mixtures. In the normal case—also
because of the possible preparation processes—mixtures of
halosilanes are frequently employed. Accordingly, where
reference is made below to “the halogenated polysilane” or
“the at least one halogenated polysilane,” this always also
means that a mixture of halogenated polysilanes may be
involved.

A halogenated polysilane may be a compound which
consists of silicon and halogen (X=F, Cl, Br, I), more
particularly of silicon and chlorine, or which comprises
silicon and halogen and which further in its structure has at
least one Si—Si bond.

It has been recognized that as the temperature of the
material goes up, the at least one halogenated polysilane
employed undergoes conversion in stages to silicon, with a
sustained release of halosilanes, more particularly low-
molecular halosilanes such as, for example, SiX, and Si,X.
In comparison to methods using halide-containing silicon
for purification, therefore, longer reaction times with the
impurities (or exposure times to the impurities) can be
realized after the material has been added to the silicon to be
purified, including actually during heating the materials
mixture through to melting. Therefore, a purifying effect by
the halogenated polysilanes already occurs in a temperature
range in which silicon is still present in solid form. In
contrast to the prior art, therefore, there is no proportion, or
only a smaller proportion, of the halogen present in the
starting material, i.e., more particularly, in the halogenated
polysilane, that is lost as a result of our preparation process,
without any contact or reaction with the impurities. Accord-
ingly, the usable halogen content is increased significantly
relative to the halide-containing silicon of the prior art, and
thereby enhances the purification capacities.

Atthe same time, owing to the higher halide content of the
halogenated polysilanes, smaller amounts of additive are
needed to provide the same amount of halide. This differ-
ence is further enhanced by the fact that in the case of
preparing halide-containing silicon from halogenated poly-
silanes that is necessary in accordance with the prior art, a
part of the halide is lost in the form of SiX, and/or other
halosilanes in the course of the preparation of the silicon and
is not available in the purification step.

We also recognized that for purification of impurities-
containing silicon, it is possible to use not chlorine gas,
chlorine-containing gas, or gaseous chlorosilane, but instead
a nongaseous material, more particularly liquid or solid
halogenated polysilanes or mixtures thereof, it being pos-
sible for the solid halogenated polysilanes to be selected
such that they are soluble in inert solvents.

Lastly, with our halogenated polysilanes, it is possible to
achieve a particularly homogeneous distribution of the
“purifying agent” in the silicon melt, but also already over
a bed of silicon particles. According to the prior-art method,
this is not possible to this degree either with gaseous
“purifying agents” or with the solid “purifying agents” of
WO 2009/143825 A2. As a result of the particularly homo-
geneous distribution in our method and of the particularly
intensive contacting of the silicon particles to be purified, it
is possible with our method to achieve effective removal
even of impurities which are otherwise particularly difficult
to remove such as, for example, metals which form halides
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in high oxidation states (for example, molybdenum or tung-
sten). Moreover, our method is suitable for purifying other
metals such as transition metals (for instance titanium) or
main-group metals (for instance aluminum), for example, or
else for removing nonmetallic impurities which may origi-
nate, for example, from dopants (for example, boron, phos-
phorus or arsenic).

It should be pointed out in particular that with our
halogenated polysilanes, an intensive wetting of the silicon
particles is in general possible. When, subsequently, these
wetted particles are heated, a layer is typically formed
directly on the silicon particles, and so halogen-containing
decomposition products are formed directly on the surface
of the silicon to be purified and are able to react there with
the impurities. A layer formed in this way may be formed in
particular in the manner of a foam or of a porous crust, with
at least a part of the decomposition products remaining
enclosed in the cavities up to very high temperatures and,
hence, are able to act on the surface of the silicon particles
without escaping beforehand. To a certain extent, therefore,
the reactive silicon halides of low molecular mass and/or the
halogen which reacts with the impurities is held in a con-
centrated form at the location at which it is to act.

The halogen:silicon ratio of the halogenated polysilane
used, or the average halogen:silicon ratio of the mixture of
halogenated polysilane, may be greater than 1:1 and less
than 2.5:1. More particularly, it may be 1.5:1 to 2.3:1, as for
example 1.6:1 to 2.25:1. As a lower limit with regard to
usability, it is possible in particular to cite the perhaloge-
nated isomers of pentasilane since pentasilane can no longer
be distilled without decomposition and, accordingly, a
simple evaporation of the compound which may already be
adsorbed, for example, on the surface of a silicon particle for
purification is no longer possible. Accordingly, in particular
with halogenated polysilanes having 5 or more silicon
atoms, it is possible to force a reaction with the impurities.
A particularly low halogen:silicon ratio of 1.6:1 exists for
hexadecachlorodecasilane (which possesses an adamantane-
like structure) and similar compounds.

Compounds or mixtures with the above-stated halogen:
silicon ratios are, in general, simple to prepare and also have
the advantage that they usually have a liquid or viscous-fluid
consistency or can be brought into solution easily (for
example, by the corresponding tetrahalosilanes such as
SiCl,, for example). Accompanying these properties is the
ability for the halogenated polysilanes to fully or at least
substantially fully wet and/or cover the particles of the
silicon to be purified and, hence, to effectively form a layer
of the “purifying agent” on the silicon particles to be
purified. This is possible neither with gaseous nor with solid
materials of the kind described according to the prior art.
When thus-treated silicon particles to be purified are heated,
the contact of the impurities with the halogenated polysi-
lanes and/or with their decomposition products of the halo-
genated polysilanes takes place from the first instance
onward, owing to the full or substantially full wetting and/or
covering of the particles for purification. In accordance with
the principle of Le Chatelier, therefore, conversion of the
impurities into element halides is forced from the beginning
onward. It should be noted here that impurities are fre-
quently present at grain boundaries or other crystal defects
which are to some extent easily accessible from the surface
of a particle. Accordingly, still in the solid state, a reaction
may commence between the impurities and the halogenated
polysilanes and/or the decomposition products formed from
them, since reactions in the solid state are readily possible
especially in the case of the crystal defects.
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To achieve particularly good wettability of the silicon
particles to be purified, in the case where the halogenated
polysilanes, as, for example, the polychlorosilanes have a
consistency which is not liquid or viscous-fluid, it is possible
to use solutions or suspensions in SiX,, more particularly
SiCl,, wherein at least 50% of the mass employed is soluble
when the halogenated polysilane is suspended in 5 times the
amount by weight of SiX,, (or else, alternatively, in Si,X, or
Si, X, or other oligohalosilanes or oligohalosilane mixtures,
more particularly mixtures of compounds having up to six
silicon atoms). More particularly it is possible to use solu-
tions or suspensions in SiX, for which at least 50% of the
mass employed is soluble when the halogenated polysilane
is suspended in 2 times the amount by weight of SiX, (or
else, alternatively, in Si,X, or Si;X; or other oligohalosi-
lanes or oligohalosilane mixtures, more particularly mix-
tures of compounds having up to 6 silicon atoms). A
solubility of this kind is generally achieved when haloge-
nated polysilanes with a halogen:silicon ratio of 1.4:1, but at
least of 1.5:1, are present. In the normal case, halogenated
polysilanes having a halogen:silicon ratio of 1.2:1, but at
least of 1.3:1, are also soluble in SiX, or oligohalosilanes to
an extent such that the wetting of the silicon particles for
purification is very good. The statements in this paragraph
apply especially when the solvent used is the SiX, or
oligohalosilane that comprises the same halogen as the
halogenated polysilane to be dissolved.

The halogenated polysilanes may contain besides silicon
and halogen also hydrogen. However, the hydrogen content
of these compounds will generally be relatively low and will
typically not amount to more than 5 atomic %. Frequently,
the fraction will amount even to <1%. Furthermore, very
frequently, halogenated polysilanes (or halogenated polysi-
lane mixtures) are used that contain no hydrogen at all. The
hydrogen may be present in the halogenated polysilanes as
a result of the preparation process. To a certain extent,
however, it may also be incorporated intentionally since
certain impurities are somewhat easier to remove in the
presence of hydrogen. This is inter alia attributable to
formation of HCI during decomposition since HCI develops
an etching effect even at a lower temperature than the
chlorosilanes/polychlorosilanes.

In general, for all of the compounds specified, it is the
case that they have customary purity grades. This means that
the purity of a compound which consists of particular kinds
of atoms, or of a mixture which consists of a plurality of
such individual compounds, is at least 99.5%, frequently at
least 99.95%, and the proportion of the impurities is in
particular less than 10 ppm (where it is always % by weight
that is meant).

As starting material it is possible in particular for plasma-
chemically or thermally prepared chloro-polysilanes to be
used.

Plasma-chemically prepared polysilanes may comprise,
in particular, halogenated polysilanes as pure compound or
as a mixture of compounds having each at least one direct
Si—Si bond, the substituents consisting of halogen or of
halogen and hydrogen and the atomic ratio of substituent:
silicon in the composition being at least 1:1, where

a. the H content of the polysilane is less than 2 atomic %,

b. the polysilane contains virtually no branched chains

and rings, with the amount of branching points in the
short-chain fraction, more particularly of the summed
fraction of the perhalogenated derivatives of neohex-
asilane, neopentasilane, isotetrasilane, isopentasilane,
and isohexasilane, based on the overall product mix-
ture, being below 1%,
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c. it has a Raman molecular vibration spectrum of 1,/
1,5, greater than 1, where I, ,, is the Raman intensity at
100 cm™ and I, ,, is the Raman intensity at 132 cm™,
and

d. in *Si NMR spectra, it has its significant product

signals in the chemical shift range of +15 ppm to -7
ppm when the substituents are chlorine.

The amount of branching sites is determined by integra-
tion of the 2°Si NMR signals for the tertiary and quaternary
Si atoms. The short-chain fraction is the fraction of haloge-
nated polysilanes referring to all silanes having up to six
silicon atoms. Alternatively, the fraction of perhalogenated
short-chain silanes can be determined particularly quickly if
the procedure—as shown by way of example for the per-
chlorinated compounds—is adopted as follows. First, the
range of +23 ppm to —13 ppm in the 2°Si NMR is integrated
(in which, in particular, signals of primary and secondary
silicon atoms are found), and subsequently the signals for
tertiary and quaternary Si atoms of —18 ppm to -33 ppm and
-73 ppm to -93 ppm of the respective perchlorinated
derivatives of the following compounds: neohexasilane,
neopentasilane, isotetrasilane, isopentasilane, and isohexasi-
lane. Subsequently, the ratio of the respective integrations,
Livore-chain'Lorimarysecondarys 15 determined. With regard to the
summed integration for the respective perchlorinated deriva-
tives of neohexasilane, neopentasilane, isotetrasilane, iso-
pentasilane, and isohexasilane, this ratio is less than 1:100.

The synthesis and characterization of these long-chain,
halogenated polysilanes is also described in WO 2009/
143823 A2, the subject matter of which is incorporated
herein by reference.

Additionally, it is possible to use perhalogenated polysi-
lanes of the kind described in WO 2006/125425 Al, the
subject matter of which is likewise incorporated herein by
reference. It should be borne in mind that as a result of the
higher power density of the plasma used therein, the fraction
of branched compounds is generally greater than in the case
of the compounds/mixtures prepared in accordance with
WO 2009/143823 A2.

Thermally prepared halogenated polysilanes can be, for
example, halogenated polysilanes as pure compound or as a
mixture of compounds having each at least one direct Si—Si
bond, the substituents consisting of halogen or of halogen
and hydrogen, and the atomic ratio of substituent:silicon in
the composition being at least 1:1, where

a. the polysilane consists of rings and chains having a high

fraction of branching points, of >1% based on the
overall product mixture,

b. it has a Raman molecular vibration spectrum of I,/

1,5, of less than 1, where I, is the Raman intensity at
100 cm™ and I, ,, is the Raman intensity at 132 cm™,
and

c. in >°Si NMR spectra, it possesses its significant product

signals in the chemical shift range of +23 ppm to —13
ppm, =18 ppm to -33 ppm, and -73 ppm to -93 ppm,
when the substituents are chlorine.

The synthesis and the characterization of these branched
halogenated polysilanes is described in WO 2009/143824
A2, the subject matter of which is incorporated herein full by
reference.

The above-mentioned, thermally or plasma-chemically
prepared halogenated polysilanes may optionally, in particu-
lar as a result of the process, exhibit a certain thermal
decomposition, of the kind which can be carried out delib-
erately in accordance with WO 2009/143825 A2. In this
respect, with the methods identified above, more particularly
in cases of prolonged exposure to temperatures >300° C., it
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is also possible in certain cases for there to be halogenated
polysilanes or halogenated polysilane mixtures having a
halogen:silicon ratio which is less than that of hexadecaha-
lodecasilane, i.e., in particular, 1.1:1 to 1.5:1 or 1.6:1. In the
normal case, however, the mentioned compounds have a
better solubility in SiX,, more particularly SiCl,, and typi-
cally also in oligohalosilanes, than the halide-containing
silicon of the kind described in WO 2009/143825 A2.

The chlorine content of a compound or of a mixture is
determined by complete digestion of the sample and subse-
quent titration of the chloride by the method of Mohr. The
contents of halogens other than chlorine can be determined
by analogous techniques. Determining the H content is done
by integrating 'H NMR spectra, using an internal standard,
and comparing the integrals obtained, with the mixing ratio
known. The molar masses of the halogenated polysilanes,
and the average molar mass of the halogenated polysilane
mixtures, are determined by freezing-point depression.
From the parameters stated it is possible to determine the
halogen:silicon ratio.

The amount of halogenated polysilane or of halogenated
polysilane mixture added to the silicon to be purified, and in
particular on the concentration of impurities in the silicon
used, may be 0.1% by weight to 50% by weight, more
particularly 0.5% to 10% by weight, as, for example, more
than 1% by weight or else more than 2% by weight, based
on the total mass of the silicon-containing material.

In step B), a mixture may be added, which comprises a
silicon in powder form and at least one halogenated poly-
silane or which consists of these two materials.

As silicon in powder form, any kind of silicon can be
used. It is possible on the one hand to take silicon which has
already been purified for this purpose, but on the other hand
it is also possible to use a silicon which is intended for
purification.

With a mixture of this kind it is possible, for example, to
prepare a paste which can subsequently be added to solid or
melted, impurities-containing silicon. In contrast to the pure
halogenated polysilanes of the kind described above, a paste
of this kind may result in a reduction in the oxidation
sensitivity of the halogenated polysilanes. This effect may be
attributable to the fact that the accessible surface area of the
halogenated polysilane is made smaller and, hence, the
reaction with undesirable substances such as water or water
vapor, for example, can be reduced substantially to the
surface of the paste, but not to the total amount of the
halogenated polysilane.

At first, the pulverized silicon and halogenated polysilane
may also be tempered. This then produces a nonplastic bulk
material having a further-reduced oxidation sensitivity. Dur-
ing the thermal conditioning, however, a certain loss of
halogen is recorded, deriving from the fact that temperature
exposure of the halogenated polysilane is accompanied—as
described above—by formation of low-molecular silicon
halides. In relation to the halogenated polysilanes added in
step B), the added silicon fraction may play no part with
respect to the empirical formula SiX,, that is formed.

The at least one halogenated polysilane added in step B)
may be added in encapsulated form. An encapsulated form
means in particular that the halogenated polysilane cannot
enter into contact with the surrounding medium without
melting or destruction of the encapsulation, or that contact
is limited by the possibility, perhaps, of substances being
still able to diffuse through the solid material of the encap-
sulation (for example, oxygen or water molecules). With an
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encapsulation of this kind, therefore, the halogenated poly-
silane can be protected optimally from environmental effects
and can be brought, for example, into a storable form. The
encapsulation, which may be designed in the manner, for
example, of an ampoule, can then be opened or destroyed in
case of need so that the halogenated polysilane does not
come into contact with its surroundings until the point in
time at which such contact is also desired.

The encapsulation may more particularly consist of or
comprise silicon since silicon is present in any case in the
melt. This silicon may be present in particular in elemental
form as a layer within the encapsulation, but may also form
the encapsulation entirely.

Alternatively, it is also conceivable for the encapsulation
to comprise or consist of silica glass in which case, then, not
only silicon, but also oxygen as well is introduced into the
silicon melt for purification. The silicon dioxides originating
from the silica glass then form a slag which floats on the
resultant purified silicon and can therefore easily be
removed, or which, in the form of silicon monoxide, evapo-
rates from the surface.

Where the halogenated polysilanes thus encapsulated are
employed in the method, mixing of the halogenated poly-
silane with the silicon to be purified may be accomplished by
the silicon encapsulation itself melting, where, only in this
state, distribution of the halogenated polysilane and/or of the
decomposition products, formed in the interim, occurs in the
silicon melt, and so in this case there is no outgassing of
decomposition products during the heating procedure. Alter-
natively, an encapsulation, more particularly an encapsula-
tion made of silica glass such as an ampoule, for example,
may also burst in the silicon melt since the increased
temperature of the silicon melt results in a decomposition
reaction of the polychlorosilane within the silica glass
ampoule, thereby forming a overpressure which the silica
glass is ultimately no longer able to withstand.

We also provide a material which can be employed in
particular for the last-described alternatives of the method.
The material comprises a silicon-halogen compound, more
particularly a halogenated polysilane or a mixture of halo-
genated polysilanes, but may also comprise a halide-con-
taining silicon of the kind described, for example, in WO
2009/143825 A2, the subject matter of which is incorporated
herein by reference. Besides these silicon-halogen com-
pounds, the material further comprises a protective material
against moisture. This protective material against moisture
may more particularly be the above-described silicon or else
silicon dioxide. As already noted above, a material of this
kind may be present, for example, in the form of a paste with
an oxidation sensitivity which is reduced since the surface
area of the halogenated polysilane or of the halide-contain-
ing silicon in contact with the surroundings can be reduced.
For this purpose, for example, it is also possible to use an
additional binder.

The above-described material may be formed such that
the protective material against moisture surrounds the sili-
con-halogen compounds in the manner of an encapsulation.
Thus, for example, the protective material may form an
ampoule containing the silicon-halogen compound. An
ampoule of this kind may consist, for instance, of silicon or
may comprise silicon, or may consist of or comprise silica
glass. With an ampoule of this kind, the silicon-halogen
compounds referred to above can be brought into a storable
form, in which decomposition on the basis of unwanted
media (such as water, for example) can be lessened or
prevented.
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The invention claimed is:

1. A method for removing impurities from silicon, com-
prising:

A) providing metallic silicon having impurities,

B) mixing the metallic silicon with at least one haloge-
nated polysilane of Formula SiX,,, where X is halogen,
which may be partly replaced by hydrogen, and where
1<n<2.5, and

C) 1) heating the metallic silicon of A) prior to the mixing
of B), or ii) heating a mixture of the metallic silicon and
the at least one halogenated polysilane of B) so that
there is at least partly a reaction of the impurities with
the at least one halogenated polysilane or with a
decomposition product of the at least one halogenated
polysilane, wherein in B) the at least one halogenated
polysilane is added in encapsulated form and the encap-
sulation consists of or comprises silica glass.

2. The method according to claim 1, wherein the silicon

to be purified is metallurgical silicon.

3. The method according to claim 1, wherein the impu-
rities react at least partly with the at least one halogenated
polysilane to give reaction products which are able to
evaporate and/or sublimate out from a heated mixture or can
be removed from the silicon by dissolution in a slag formed
on the heated silicon.

4. The method according to claim 1, wherein the impu-
rities are removed on heating from the silicon which is still
solid and/or from the melting silicon and/or from the silicon
which has already melted.

5. The method according to claim 1, wherein before B) a
melt of silicon to be purified is present.

6. The method according to claim 1, wherein a halogen:
silicon weight ratio of the halogenated polysilane or an
average halogen:silicon weight ratio of a mixture of halo-
genated polysilanes is between 1:1 and 2.5:1.

7. The method claim 1, wherein the halogenated polysi-
lane is a polychlorosilane and a mixture of halogenated
polysilanes is a mixture of polychlorosilanes.

8. The method according claim 1, wherein the metallic
silicon to be purified is in powder form.
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9. A method for removing impurities from silicon, com-
prising:

A) providing metallic silicon having impurities,

B) mixing the metallic silicon with at least one haloge-
nated polysilane of Formula SiX,,, where X is halogen,
which may be partly replaced by hydrogen, and where
1<n<2.5, and

C) 1) heating the metallic silicon of A) prior to the mixing
of B), or ii) heating a mixture of the metallic silicon and
the at least one halogenated polysilane of B) so that
there is at least partly a reaction of the impurities with
the at least one halogenated polysilane or with a
decomposition product of the at least one halogenated
polysilane, wherein an amount of added halogenated
polysilane or of added mixture of halogenated polysi-
lane is 0.1% by weight to 50% by weight based on a
total amount of the metallic silicon.

10. The method according to claim 9, wherein the silicon

to be purified is metallurgical silicon.

11. The method according to claim 9, wherein the impu-
rities react at least partly with the at least one halogenated
polysilane to give reaction products which are able to
evaporate and/or sublimate out from a heated mixture or can
be removed from the silicon by dissolution in a slag formed
on the heated silicon.

12. The method according to claim 9, wherein the impu-
rities are removed on heating from the silicon which is still
solid and/or from the melting silicon and/or from the silicon
which has already melted.

13. The method according to claim 9, wherein before B)
a melt of silicon to be purified is present.

14. The method according to claim 9, wherein a halogen:
silicon weight ratio of the halogenated polysilane or an
average halogen:silicon weight ratio of a mixture of halo-
genated polysilanes is between 1:1 and 2.5:1.

15. The method claim 9, wherein the halogenated poly-
silane is a polyehlorosilane and a mixture of halogenated
polysilanes is a mixture of polychlorosilanes.

16. The method according claim 9, wherein the metallic
silicon to be purified is in powder form.
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